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MHz) spectrometer and the number of protons attached determined by DEPT (Distortionless Enhancement by Polarisation Transfer) spectra. The chemical shifts are recorded in parts per million (ppm) downfield of TMS and coupling constants (J) are stated in Hz. 13 C NMR spectra were recorded on either a Bruker AM/DPX 400 (100 MHz) or a Bruker DPX 500 (126 MHz) spectrometer. Mass spectra used electron impact (EI) and electrospray ionisation (ESI). Melting points of compounds were measured using a Reichert machine and are uncorrected. IR spectra were obtained on a PerkinElmer FTIR spectrometer on neat samples.
But-3-yn-1-yloxy(tert-butyl)dimethylsilane (7)
To a stirred solution of but-3-ynol (3.0 mL, 40 mmol) in dry CH 2 Cl 2 (20 mL) was added Nmethylimidazole (9.52 mL, 120 mmol), iodine (0.8 g, 120 mmol) and tert-butyldimethylsilyl chloride (6.63 g, 44 mmol). After 4-5 h at room temperature, the solution was washed with saturated aq. Na 2 S 2 O 3 , brine, and water, dried over MgSO 4 and evaporated under reduced pressure. Purification of the residue by column chromatography (hexane:EtOAc, 9:1, R f 0.9) gave protected butynol 7 ( 
1,2-Bis(tert-butyldimethylsilyloxy)propan-2-one (9)
To a stirred solution of dihydroxyacetone (dimer form, 1.8 g, 10 mmol) in dry THF (15 mL) was added N-methylimidazole (9.52 mL, 120 mmol), followed after 15 min by tert-butyldimethylsilyl chloride (6.63 g, 44 mmol) and iodine (0.8 g, 120 mmol). 
2-(4-(Hydroxymethyl)furan-2-yl)ethanol (12)
A solution of tetrol 11 (1.90 g, 11.87 mmol) in dry THF was added dropwise at 0 °C to an open flask containing a few crystals of AuCl. The mixture was stirred for 10 min and then filtered through a column of Celite. The filtrate was evaporated under reduced pressure to give furan 12 (1.66 g, 85%)
in reasonably pure form. 
(C-H), 1463 (C-H), 1025 (C-O).
The spectroscopic data for compounds 7 and 9-12 are consistent with those reported (subsequent to our work described above) by Deslongchamps and coworkers [1] . 
S5

5-(2-Hydroxyethyl)furan-3-carbaldehyde (13)
(OH, broad), 3126 (=C-H), 2927 (C-H), 1671 (C=O), 1543 (C-H), 1041 (C-O).
3-(5-(2-Hydroxyethyl)furan-3-yl)-2-(phenylaminomethyl)acrylonitrile (14)
A mixture of aldehyde 13 (820 mg, 5.85 mmol) and β-anilinopropionitrile ( 
(C-O).
2-(4-(4-Amino-2-methylpyrimidin-5-ylmethyl)furan-2-yl)ethyl tosylate (16)
To a solution of alcohol 15 (80.0 mg, 0.34 mmol) in pyridine (2 mL) at -5 °C was added portionwise ptoluenesulfonyl chloride (324.0 mg, 1.7 mmol). The mixture was stirred at -5 °C for 3 h, then treated with cold hydrochloric acid (1 M, 2 mL), neutralised with NaHCO 3 and extracted with CH 2 Cl 2 (3 x 10 mL). The combined organic layers were washed with saturated aq. CuSO 4 and brine, dried over 
2-(4-(4-Amino-2-methylpyrimidin-5-ylmethyl)furan-2-yl)-ethyl diphosphate (17)
To a stirred solution of tosylate 16 (41.0 mg, 0.1 mmol) in anhydrous acetonitrile (1 ml) at 4 °C under an atmosphere of argon was added in portions tris(tetra-n-butylammonium) hydrogen diphosphate 
2-(5-Acetyl-4-(4-amino-2-methylpyrimidin-5-ylmethyl)furan-2-yl)ethyl acetate (18)
To a stirred solution of alcohol 15 (120 mg, 0.51 mmol) in CH 2 Cl 2 (5 mL) at 0 °C under an atmosphere of argon was added aluminium trichloride (470.0 mg, 3.52 mmol) and acetyl chloride (0.46 g, 5.87 S8 mmol). The mixture was allowed to warm to room temperature, stirred for 3 h, then poured into icewater (10 mL), neutralised with NaHCO 3 and extracted with CH 2 Cl 2 (3 x 10 mL). 
Cloning of the gene for ZmPDC into pET28a
An E. coli strain having the gene for ZmPDC present in pPLZM plasmid [2] was incubated overnight at 37 ᵒC with shaking at 250 rpm in LB liquid medium supplemented with 100 μg/mL carbenicillin. The plasmid was purified using Plasmid Miniprep Kit (Fermentas) and checked for purity and approximate plasmid size using agarose gel electrophoresis. The gene was then amplified by PCR using primers PDCf and PDCr, designed for subsequent assembly with pET28a by isothermal assembly [3] . The PCR product was checked and purified by agarose gel electrophoresis [ Figure S1 (B)]. pET-28a
was digested with restriction enzymes NheI and NotI and purified by agarose gel electrophoresis using Gel Extraction Kit (Fermentas). The purified PDC PCR fragment and the digested pET-28a were then added to an isothermal assembly reaction mixture [3] . After incubation at 50 ᵒC for 2 h, 2 L was used to transform chemically competent NovaBlue E. coli using standard heat-shock method before plating on LB-plates supplemented with 50 μg/mL kanamycin. Overnight incubation at 37 ᵒC resulted in tens of colonies, of which few were selected and grown in liquid LB-medium. The plasmids of the selected colonies were isolated and checked for size using agarose gel electrophoresis. Sequencing using T7 and T7t sequencing primers confirmed that the desired plasmid had been acquired. This plasmid was then used to transform chemically competent E.coli BL-21 cells using the heat-shock method. The latter gave tens of colonies, of which one was selected and grown in liquid medium supplemented with 50 μg/mL kanamycin and a stock was made in 20%
glycerol and stored at -80 ᵒC.
Overexpression and purification of His 6 -tagged PDC
Frozen stock was used to inoculate an overnight 10 mL LB starter culture. 1 mL of the starter culture was then used to inoculate 1 litre of LB supplemented with 50 μg/mL kanamycin and incubated at 37 °C with continuous shaking at 250 rpm. Protein expression was induced by the addition of 200 μM IPTG when OD 600 reached ~0.8, and the shaking and temperature were reduced to 200 rpm and 16 ᵒC respectively.
All the following manipulations were carried out at 4 ᵒC. Cells were pelleted by centrifugation at 7,000 rpm (12,227 G) for 10 min. The cell pellet was then resuspended in 30 mL of binding buffer (20 mM Tris-HCl, pH 7.9, 0.5 M NaCl, 5 mM imidazole, 10% glycerol). The resuspended cells were then
